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(54) CATALYST FOR CLEANING EXHAUST GAS 

(57)Abstract: 

PROBLEM TO BE SOLVED: To provide a catalyst for cleaning 
exhaust gas which suppresses the movement of deposited noble 
metal particles, thereby, suppresses the particle growth and 
suppresses the deterioration of cleaning activity after duration. 
SOLUTION: This catalyst for cleaning exhaust gas is composed of 
a catalyst particle 1 formed by at least depositing Pt on a core 
body 10 consisting of porous oxide and a cover layer 2 consisting 
of at least one kind of oxide or multiple oxide which is formed on 
the surface of the catalyst particle 1 and is selected from Al, Zr 
and Ce. At least one part of the surface of Pt deposited on the 
core body 10 is covered with the cover layer 2, therefore, the 
movement of Pt particles is suppressed even at high temperature 
and the aggregation of Pt particles by themselves and the particle 
growth are suppressed. 
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* NOTICES * 

JPO and INPIT are not responsible for any 
damages caused by the use of this translation. 

1 This document has been translated by computer. So the translation may not reflect the 
original precisely. 

2.**** shows the word which can not be translated. 
3. In the drawings, any words are not translated. 



CLAIMS 

[Claim(s)] 

[Claim 1]A catalyst for emission gas purification characterized by comprising the following. 
A catalyst particle which supported Pt at least to a nuclide which consists of a porosity 
oxide. 

An enveloping layer which consists at least of a kind of oxide or multiple oxide which is 
formed in the surface of this catalyst particle and chosen from aluminum, Zr, and Ce. 

[Claim 2]The catalyst for emission gas purification according to claim 1 which said nuclide 
becomes from aluminum 2 0 3 -Ce0 2 -Zr0 2 compound oxide particles. 

[Claim 3]The catalyst for emission gas purification according to claim 2 in which said 
nuclide contains Pr0 2 further. 

[Claim 4]The catalyst for emission gas purification according to claim 1 which consists of 
Zr0 2 with which said nuclide consisted of Ce0 2 -Zr0 2 compound oxide particles, and said 

enveloping layer supported Rh. 

[Claim 5]The catalyst for emission gas purification according to claim 1 for which said 
nuclide forms 40 to 80% of the weight of the whole. 

[Claim 6]The catalyst for emission gas purification according to claim 1 in which said 
enveloping layer is formed with a sol gel process or a coprecipitation method. 



[Translation done.] 
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DETAILED DESCRIPTION 

[Detailed Description of the Invention] 
[0001] 

[Field of the lnvention]This invention relates to the catalyst for emission gas purification 
which was excellent in endurance in detail about the catalyst for emission gas purification 
which purifies the exhaust gas from the engine of a car, etc. 
[0002] 

[Description of the Prior Art]The three way component catalyst which performs oxidation of 
CO and HC and reduction of NO^ simultaneously, and purifies exhaust gas as a catalyst for 

emission gas purification of a car conventionally is used. The coated layer which becomes 
a heat-resistant substrate which consists of cordierites etc. from gamma-alumina as such a 
three way component catalyst is formed, and the thing which made the coated layer 
support the precious metals, such as platinum (Pt) and rhodium (Rh), is known widely. 
[0003]By the way, since there is a tendency for the setting position of the catalyst for 
emission gas purification to be carried out directly under [ near an engine ] a manifold and 
emission temperature becomes high at the time of high speed operation, the case of the 
catalyst for emission gas purification where it is exposed to an elevated temperature has 
increased in recent years. However, in the conventional catalyst for emission gas 
purification, the heat deterioration of gamma-alumina advanced with hot exhaust gas, and 
in order that a catalytic activity point might decrease with the grain growth of the precious 
metals accompanying this, there was fault that catalyst performance deteriorated. 
[0004]Then, the manufacturing method of the catalyst for emission gas purification which 
makes JP.4-122441 ,A support the precious metals using the alumina heat-treated 
beforehand for example is indicated. According to this manufacturing method, since 
alumina is already heat-treated, even if the acquired catalyst for emission gas purification is 
exposed to hot exhaust gas, heat deterioration hardly advances, but it can prevent the grain 
growth of the precious metals. 

[0005]ln recent years, in order to control the discharge of carbon dioxide, the lean burn 
engine which supplies the gaseous mixture of hyperoxia is in use. However, at a catalyst 
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for emission gas purification which was manufactured with the manufacturing method 
indicated by the above-mentioned gazette, it is under the lean atmosphere of hyperoxia. 
There was fault that the grain growth of the precious metals is remarkable when a not less 
than 800 ** elevated temperature acts, and catalyst performance fell. 
[0006]For example, in the atmosphere with which oxygen coexists at an elevated 
temperature, Pt supported by the alumina surface serves as Pt0 2 , and diffusion and 
condensation are promoted by gaseous phase movement. Therefore, in the lean 
atmosphere or SUTOIKI atmosphere of hyperoxia, if exposed to an elevated temperature, 
grain growth will arise in Pt and catalyst performance will fall to it greatly due to the fall of 
surface area. 

[0007]Then, an applicant for this patent is in a non-oxidizing atmosphere about the carrier 
which supported the precious metals so that JP,8-338897,A may see. The manufacturing 
method heat-treated above 800 ** is proposed. Since according to this manufacturing 
method a porous carrier sinters and fine pores contract, the precious metals currently 
supported are closely surrounded by a porous carrier. Therefore, since movement of the 
precious metals is regulated by the porous carrier even if an elevated temperature acts 
under lean atmosphere, the grain growth of the precious metals can be controlled. 
[0008]By the way, since the oxygen density in exhaust gas is sharply changed according to 
an operating condition etc., in a three way component catalyst, oxidation and the 
purification activity of reduction may become unstable. Then, adding Seria (Ce0 2 ) is 
performed to the coated layer. Seria stores oxygen under an oxidizing atmosphere, and has 
an oxygen storage capacity (henceforth OSC) which emits oxygen under reducing 
atmosphere, and the purification activity stable even if it changed the oxygen density in 
exhaust gas by this is acquifed. 

[0009]lf used under a three way component catalyst including catalyst metal and Seria and 
the elevated temperature of 800 or more **, it is said with the crystal growth of Seria that 
OSC falls easily. Then, in order to control the crystal growth of Seria and to maintain high 
OSC, a means to add zirconia (Zr0 2 ) to Seria is also developed (JP, 63-1 16741 ,A, JP,3- 
131343.A). Making Seria and zirconia into a multiple oxide or a solid solution at least in a 
part is indicated by JP, 63-1 16741, A. Thus, heat resistance improves by adding zirconia and 
OSC after durability improves. 

[0010]The art using the Ce-Zr multiple oxide prepared from the metal alkoxide is indicated 
by JP,8-215569,A. Since Ce and Zr are composite-ized with an atom or a molecular level 
and it becomes a solid solution compared with the Ce-Zr multiple oxide in which the Ce-Zr 
multiple oxide prepared by the sol gel process from the metal alkoxide was prepared from 
the nitrate, heat resistance improves and high OSC is secured from the first stage until after 
durability. 

[0011]Furthermore, the catalyst for emission gas purification which made the aluminum-Ce- 
Zr multiple oxide the carrier is indicated by JP, 1 0-202 102.A. According to this catalyst for 
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emission gas purification, since Ce and Zr are arranged in aluminum 2 0 3 at high 
distribution, OSC of Ce0 2 can be pulled out efficiently. It is since Ce and Zr are dissolving 
to aluminum 2 0 3 . The heat resistance of aluminum 2 0 3 improves and the heat resistance of 
the whole multiple oxide improves. 

[0012]And aluminum, and Ce and Zr are uniformly mixed with an atom or a molecular level, 
a small primary particle is constituted from a catalyst for emission gas purification indicated 
by JP,1 0-2021 02,A, and each particle almost serves as a multiple oxide or a solid solution 
on the whole. For this reason, this catalyst for emission gas purification maintains OSC 
stable from initial use to until after the durability in high temperature. 
[0013] 

[Problem(s) to be Solved by the Invention] However, emission temperature rises remarkably 
with improvement in an engine performance in recent years, and the increase in high speed 
operation, and the temperature of the catalyst for emission gas purification at the time of 
use is also rising further compared with the former. Therefore, even if it is the catalyst for 
emission gas purification manufactured by JP,8-338897,A with the manufacturing method 
of the statement, it is under the lean atmosphere of hyperoxia. When the elevated 
temperature over 800 ** carried out permanent effect, it became clear to the precious 
metals that grain growth arises. The precious-metals particles currently supported out of 
fine pores are not fixed to a carrier physically and chemically, but this is considered to be 
because it to be able to move freely. 

[0014]Also in the catalyst which supported the precious metals to the multiple oxide support 
containing Ce0 2 , there is a problem that OSC falls in connection with the grain growth of 
the precious metals, and purification activity falls. 

[0015]lt aims at controlling grain growth by this invention being made in view of such a 
situation, and controlling movement of the precious-metals particles currently supported, 
and controlling the purification activity fall after durability. 
[0016] 

[Means for Solving the ProblemJThe feature of a catalyst for emission gas purification of 
this invention which solves an aforementioned problem is in a catalyst particle which 
supported Pt at least to a nuclide which consists of a porosity oxide, an enveloping layer 
which consists at least of a kind of oxide or multiple oxide which is formed in the surface of 
a catalyst particle and chosen from aluminum, Zr, and Ce, and a thing, ** and others. 
[0017]As for a nuclide, consisting of aluminum 2 0 3 -Ce0 2 -Zr0 2 compound oxide particles is 
preferred, and it is still more desirable to include Pr0 2 further. 
[001 8]A nuclide consists of Ce0 2 -Zr0 2 compound oxide particles, and, as for an 
enveloping layer, it is also preferred to consider it as a catalyst which consists of Zr0 2 
which supported Rh. 
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[0019]As for a nuclide, it is desirable to form 40 to 80% of the weight of the whole, and, as 
for an enveloping layer, it is still more desirable to form with a sol gel process or a 
coprecipitation method. 
[0020] 

[Embodiment of the lnvention]The enveloping layer which consists at least of a kind of 
oxide or multiple oxide chosen from aluminum, Zr, and Ce is formed in the surface of the 
catalyst particle which supported Pt with the catalyst for emission gas purification of this 
invention at least to the nuclide which consists of a porosity oxide, that is, it is supported by 
the nuclide - at least, a part of the surface is covered by the enveloping layer at least, or, 
as for Pt, the wall of the enveloping layer is formed in the circumference of Pt particles. 
Therefore, it is controlled that Pt particles move at the time of an elevated temperature, and 
it is controlled that Pt particles condense and carry out grain growth. Therefore, under the 
lean atmosphere of hyperoxia Since Pt maintains a high dispersion state and the active 
spot exists mostly even if the elevated temperature over 800 ** carries out permanent 
effect, the purification activity fall of the catalyst for emission gas purification of this 
invention is controlled. 

[0021]Although various porosity oxides, such as aluminum 2 0 3 , Zr0 2 , Ce0 2> Ti0 2> and 
Si0 2 , can be used as a nuclide which consists of a porosity oxide, It is desirable to consider 
it as the nuclide which consists of Ce0 2 -Zr0 2 compound oxide particles, or the nuclide 
which consists of aluminum 2 0 3 -Ce0 2 -Zr0 2 compound oxide particles. By considering it as 
the nuclide which consists of Ce0 2 -ZrC» 2 compound oxide particles, the heat resistance of 
Ce0 2 improves and the grain growth depressor effect and OSC even with after [ conjointly 
high ] durability of Pt are revealed. In order to obtain high OSC, it is desirable to approach 
with Ce0 2 and to support Pt, but it is attained by making such compound oxide particles 
into a nuclide. 

[0022]As for this Ce0 2 -Zr0 2 multiple oxide, it is desirable that it is especially a solid 
solution, this solid solution - atomic ratio the range of 0.3 <=Zr/(Ce+Zr) <= 0.8 is preferred - 
- especially the range of 0.4 <=Zr/(Ce+Zr) <= 0.6 is preferred. If the content of Zr becomes 
less than 30 mol %, the operation which forms the skeleton of Zr in the crystal of a solid 
solution becomes weaker, since it becomes difficult to maintain the cubic of fluorite 
structure by desorption of oxygen, it will become impossible to be desorbed from oxygen 
and OSC will fall. 

[0023]Since Ce and Zr are arranged in aluminum 2 0 3 in the aluminum 2 0 3 -Ce0 2 -Zr0 2 
multiple oxide at high distribution, OSC of Ce0 2 can be pulled out efficiently. And since Ce 
and Zr are dissolving to aluminum 2 0 3 , the heat resistance of aluminum 2 0 3 improves, and 
the heat resistance of the whole multiple oxide improves. Therefore, the grain growth 
depressor effect and OSC even with after [ conjointly high ] durability of Pt are revealed. 
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[0024]And aluminum, and Ce and Zr are uniformly mixed with an atom or a molecular level, 
a small primary particle is constituted from an aluminum 2 0 3 -Ce0 2 -ZrO 2 multiple oxide, and 
each particle almost serves as a multiple oxide or a solid solution on the whole. For this 
reason, the catalyst for emission gas purification of this invention maintains OSC stable 
from initial use to until after the durability in high temperature. 
[0025]As for the nuclide which consists of a porosity oxide particle, it is desirable to 
constitute from aluminum 2 0 3 -Ce0 2 -Zr0 2 -Pr0 2 compound oxide particles which contained 
Pr0 2 further, thereby, heat resistance improves further - the endurance of OSC improves 
further. Thus, although the reason whose heat resistance improves is unknown, Pr atom 
which is the same lanthanoids as Ce exists among Ce atoms in a solid solution, and it is 
presumed that it will be because condensation of Ce atoms at the time of an elevated 
temperature is controlled by this. 

[0026]As for an aluminum 2 0 3 -Ce0 2 -Zr0 2 -Pr0 2 multiple oxide, it is desirable to include the 
Ce0 2 -Zr0 2 solid solution at least. By including a Ce0 2 -Zr0 2 solid solution, since it 
becomes difficult to produce the phase separation of a multiple oxide, the endurance in a 
hot oxidizing atmosphere improves further. This Ce0 2 -Zr0 2 solid solution is an atomic ratio. 

The range of 0.3 <=Zr/(Ce+Zr) <= 0.8 is preferred, and especially the range of 0.4 <=Zr/ 
(Ce+Zr) <= 0.6 is preferred. If the content of Zr becomes less than 30 mol %, the operation 
which forms the skeleton of Zr in the crystal of a solid solution becomes weaker, since it 
becomes difficult to maintain the cubic of fluorite structure by desorption of oxygen, it will 
become impossible to be desorbed from oxygen and OSC will fall. 

[0027]As for the metal composition of an aluminum 2 0 3 -Ce0 2 -Zr0 2 -Pr0 2 multiple oxide, it 

is desirable that it is in the range of Ce/Zr=3 / 1 - 1/3, aluminum/(Ce+Zr) =2-10, and 
Ce/Pr=3 / 1 - 20/1 by an atomic ratio. 

[0028]Since it is based on valence change of trivalent [ of Ce ], and tetravalence, if the 
occlusion and discharge ability of oxygen have Ce/Zr smaller than one third, when the 
absolute magnitude of Ce runs short, it will run short of the absolute magnitude of OSC, 
and will also tend to produce degradation. If Ce/Zr becomes larger than 3/1, the effect 
which the stabilization effect of Ce by Zr is insufficient, and controls the fall of OSC after 
durability will not be acquired. 

[0029]lf aluminum/(Ce+Zr) is smaller than two, since the absolute magnitude of aluminum 
runs short, reservation of the specific surface area after durability will become difficult, and 
the fall of the supported activity according to the grain growth of Pt at least will become 
large. If aluminum/(Ce+Zr) exceeds 10, since the absolute magnitude of Ce runs short, the 
absolute magnitude of OSC will run short and activity will fall. 

[0030]And since the absolute magnitude of Pr runs short if the absolute magnitude of OSC 
runs short and it becomes larger than 20, since the absolute magnitude of Ce runs short if 
Ce/Pr is smaller than three, endurance will fall. 
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[0031 ]As for an aluminum^-CeCyZrCyPrC^ multiple oxide, it is desirable to comprise 
an aggregated particle which the detailed primary particle condensed. If the particle 
diameter of a primary particle is detailed, it is [ a certain forge fire ] desirable, but primary 
particle diameter. It is preferred that 100A or less and a BET specific surface area are more 
than 30-m 2 /g. Primary particle diameter. It exceeds 100 A, and the grain growth of the 
compound oxide particles [ be / a BET specific surface area / less than 30 m 2 /g ] at the time 
of an elevated temperature becomes remarkable, and the absolute magnitude of OSC falls. 
Therefore, since the time put to the lean atmosphere of hyperoxia becomes long and the 
fall of activity arises with the grain growth of catalyst metal, etc., it is not desirable. 
[0032]an aluminum 2 0 3 -Ce0 2 -Zr0 2 -Pr0 2 multiple oxide - beforehand - Heat-treating 
above 500 ** is also preferred. Thereby, the fall of OSC after durability can be controlled 
further, minimum of the temperature of heat treatment there are few effects which control 
the fall of OSC by the crystal growth after durability in having determined it as 500 ** and 
less than 500 ** - for example, — It is because heat treatment will take a long time if it is 
about 400 **. On the other hand, as for the maximum of the temperature of heat treatment, 
it is preferred that it is 1200 **. the grain growth over 1200 ** is remarkable - the absolute 
magnitude of OSC will fall. 

[0033]an aluminum 2 0 3 -Ce0 2 -Zr0 2 -Pr0 2 multiple oxide - further -- metal, such as La, Ba, 
and Fe, - addition or composite-izing — or it can also dissolution-ize. These metal may 
carry out addition mixing as an independent oxide at an aluminum 2 0 3 -Ce0 2 -Zr0 2 -Pr0 2 
multiple oxide, and, It can add as a solution at the time of preparation of an aluminum 2 0 3 - 
Ce0 2 -Zr0 2 -Pr0 2 multiple oxide, and is also one ingredient of a multiple oxide. 
[0034]As for an aluminum 2 0 3 -Ce0 2 -Zr0 2 -Pr0 2 multiple oxide, it is desirable to prepare 

with an alkoxide process or a coprecipitation method. By preparing with an alkoxide 
process or a coprecipitation method, the multiple oxide which can prepare the multiple 
oxide which consists of a uniform and detailed primary particle, and contains a Ce0 2 -Zr0 2 

solid solution can be prepared easily. 

[0035]ln an alkoxide process, an aluminum 2 0 3 -Ce0 2 -Zr0 2 -Pr0 2 multiple oxide can be 

prepared by mixing all the metal alkoxides of aluminum, Ce, Zr, and Pr, for example, and 
calcinating after hydrolysis, moreover — not using all of aluminum, Ce, Zr, and Pr as a metal 
alkoxide - ** — the — if a kind is used as a metal alkoxide at least, the remaining metal can 
also be used as solutions, such as a nitrate and an acetyl acetate salt. 
[0036]As this metal alkoxide, although any may be sufficient as a methoxide, ethoxide, 
butoxide, etc., what has the high solubility to alcohol which is a solvent is preferred. 
Arbitrary things can be used also about alcohol which is a solvent. 

[0037]ln a coprecipitation method, water-soluble salts, such as a nitrate of all the metal of 
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aluminum, Ce, Zr, and Pr, are mixed, for example, An aluminum 2 0 3 -CeO 2 -Zr0 2 -Pr0 2 
multiple oxide can be prepared by making it coprecipitate as hydroxide with an ammonia 
solution etc., and calcinating it. moreover -- not using all of aluminum, Ce, Zr, and Pr as a 
water-soluble salt -- ** - the ~ if a kind is used as a water-soluble salt at least, the 
remaining metal can also be used as solids, such as metal powder or oxide powder. 
[0038]The precious metals supported by the above-mentioned nuclide should just contain 
Pt at least, and can also support the precious metals, such as Rh, Pd, and Ir, with Pt. By 
supporting Pt at least to this nuclide, the speed of OSC improves and activity improves 
further. It is preferred especially to support both Pt and Rh. If it does in this way, the grain 
growth of Pt can be further controlled by partial dissolution of Pt and Rh. The holding 
amount in particular of the precious metals supported by the above-mentioned nuclide is 
not restricted, but the former is the same as that of a catalyst. It is preferred to consider it 
as 0.1 to 20% of the weight of the range. 

[0039]ln order to support Pt to a nuclide at least, the supporting methods used 
conventionally, such as the adsorption supporting method and the evaporating method, can 
be used. 

[0040]An enveloping layer comprises at least a kind of oxide or multiple oxide chosen from 
aluminum, Zr, and Ce. Although an enveloping layer may be constituted from a kind of 
independent oxide chosen from aluminum 2 0 3 , Zr0 2 , and Ce0 2 , It is desirable to form from 
a Ce0 2 -Zr0 2 multiple oxide or an aluminum 2 0 3 -Ce0 2 -Zr0 2 multiple oxide like the reason 
mentioned above. It is more desirable to include Pr0 2 in an aluminum 2 0 3 -Ce0 2 -Zr0 2 
multiple oxide further for the same reason. 

[0041 ]The precious metals can also be supported in an enveloping layer. For example, 
when an enveloping layer is formed from Zr0 2> it is desirable to support Rh to an 
enveloping layer. Thereby, the activity of 3 yuan improves further. Since Rh does not 
dissolve to Zr0 2 , it does not have the fall of activity, either. In this case, it is preferred to 
consider it as the holding amount of Rh and about 0.1 to 10 % of the weight. 
[0042]ln the catalyst for emission gas purification of this invention, a nuclide occupies 40 to 
80% of the weight of the whole, and, as for an enveloping layer, it is desirable to use 20 to 
60% of the weight of the whole. An enveloping layer becomes it thick that a nuclide is 40 or 
less % of the weight of the whole too much, and it is thought that the activity of Pt currently 
supported by the nuclide falls, If a nuclide exceeds 80% of the weight of the whole, an 
enveloping layer will become thin and it will be considered that it grain-growth-makes easy 
to move Pt currently supported by the nuclide, and the purification activity after durability 
will fall, 

[0043]ln order to form an enveloping layer, it is desirable to carry out with a sol gel process 
or a sedimentation method. A uniform enveloping layer can be formed by this and the grain 
growth of Pt currently supported by the nuclide can be controlled well. 
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[0044]The catalyst for emission gas purification of above-mentioned this invention can be 
used for the emission gas purification of a car as an oxidation catalyst, a three way 
component catalyst, etc. When the shape can be made to be the same as usual, such as a 
pellet type or honeycomb shape, and it considers it as the monolithic catalyst of honeycomb 
shape, What is necessary is just to form a coated layer from the powder which is an 
aggregate of the particles which become the honeycomb substrate formed from heat- 
resistant ceramics or a metal from the nuclide which supported Pt at least, and an 
enveloping layer. 
[0045] 

[Example]Hereafter, an example and a comparative example explain this invention 
concretely. 

[0046](Example 1) It heated at 80 ** first, dissolving and agitating the oxyzirconium nitrate 
of the specified quantity, and the nitric acid praseodymium of the specified quantity in 
water. The aluminum isopropoxide of the specified quantity was added there, nitric acid of 
the specified quantity was added further, churning was continued, the specified quantity of 
the solution which dissolved the cerium nitrate into ethylene glycol beforehand was added, 
and churning was continued at 80 ** for 48 hours. 

[0047]The obtained sol is dried by a rotary evaporator and it is among a vacuum further. At 
1 10 ** It calcinated for 2 hours at 500 ** after carrying out vacuum drying for 100 hours, and 
aluminum 2 0 3 -Ce0 2 -Zr0 2 -Pr0 2 multiple oxide powder was formed. 

[0048]The composition ratio of aluminum of this aluminum 2 0 3 -Ce0 2 -Zr0 2 -Pr0 2 multiple 

oxide powder, Ce, Zr, and Pr is aluminum:Ce:Zr:Pr=4:1:1 at an atomic ratio. : It is 0.1 . 
The mean particle diameter is 3 micrometers. 

[0049]This multiple oxide powder 100 g was impregnated with the specified quantity of the 
dinitrodiammine platinum solution of prescribed concentration, it evaporated to dryness, 
and Pt was supported. Holding amount of Pt It is 1.5g. Rh was similarly supported using the 
nitric acid rhodium solution of prescribed concentration. Holding amount of Rh It is 0.3g. In 
this way, precious-metals support multiple oxide powder was prepared. 
[0050]Next, 34 g of oxyzirconium nitrates as a zirconia precursor were put in and agitated in 
1 I. of distilled water under an 85 ** rotary flow, and the above-mentioned precious-metals 
support multiple oxide powder 100g was thrown in there. It is aluminum TORIISO propoxide 
as an alumina precursor continuously. It is ethylene glycol about the cerium nitrate 55g as a 
ceria precursor after supplying 240 g and putting in 7 cc of nitric acid further. The solution 
which dissolved in 120 cc was mixed. 

[0051]lt agitates in this state for 5 hours, vacuum drying is carried out by a rotating 
evaporator after that, and it is a pan. It calcinated at 500 ** for 2 hours. The enveloping 
layer which makes a nuclide precious-metals support compound oxide particles by this, and 
becomes the nuclide from an aluminum 2 0 3 -Ce0 2 -Zr0 2 multiple oxide is in total. The 
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catalyst powder formed 100g was obtained. 

[0052]Like and the catalyst particle 1 by which the nuclide 10 which consists of 
aluminum 2 0 3 -Ce0 2 -Zr0 2 -Pr0 2 compound oxide particles comes to support Pt1 1 which 

show drawing 1 the sectional view where this catalyst powder is typical, It comprises the 
enveloping layer 2 which covers the surface of the catalyst particle 1 and consists of an 
aluminum 2 0 3 -Ce0 2 -Zr0 2 multiple oxide. 

[0053]in this way, the obtained catalyst powder - a law — it ground to 0.5 to 1 .5 mm after 
fabricating by a method, and the pellet catalyst was prepared, respectively. 
[0054](Example 2) Precious-metals support multiple oxide powder prepared in Example 1 
140g was used, and except having formed 60g of enveloping layers in total, catalyst 
powder was prepared like Example 1 and it was similarly considered as the pellet catalyst. 
[0055](Example 3) Precious-metals support multiple oxide powder prepared in Example 1 
180g was used, and except having formed 20g of enveloping layers in total, catalyst 
powder was prepared like Example 1 and it was similarly considered as the pellet catalyst. 
[0056](Example 4) Using the precious-metals support multiple oxide powder prepared in 
Example 1 60g, except having formed 140g of enveloping layers in total, catalyst powder 
was prepared like Example 1 and it was similarly considered as the pellet catalyst. 
[0057](Comparative example 1) Multiple oxide powder prepared in Example 1 Precious- 
metals support multiple oxide powder was prepared like Example 1 to 200 g except having 
supported Pt 1.5g and Rh 0.3g. And this precious-metals support multiple oxide powder 
was used as catalyst powder, and the pellet catalyst was prepared like Example 1 using 
this catalyst powder. 

[0058](Comparative example 2) Precious-metals support multiple oxide powder prepared in 
Example 1 100 g and multiple oxide powder prepared in Example 1 100 g was mixed, it 
was considered as catalyst powder, and the pellet catalyst was prepared like Example 1 
using this catalyst powder. 

[0059]<An examination and evaluation> An endurance test device is filled up with the 
acquired pellet catalyst, respectively, The durability test which heats the oxidizing 
atmosphere which contains C» 2 5% further under N 2 gas atmosphere containing 10% of 
H 2 0, and the reducing atmosphere which contains CO 2% at 1 100 ** for 5 hours under the 
atmosphere repeated for 1 minute at a time by turns was done. 

[0060]And about each pellet catalyst after a durability test, the model gas of the SUTOIKI 
atmosphere shown in Table 1 is used, It enters on condition of the catalyst amount of 2 g, 
and gas mass flow 10 L/min, and is gas temperature. From 100 ** Temperature up was 
carried out to 500 **, the purifying rate of HC, CO, and NO x was measured, and purification 

temperature was searched for each 50%. Each result is shown in drawing 2 . 

[0061] 

[Table 1] 
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C>H 9 
(ppmC) 


CO 
(ppm) 


NO 
(ppm) 


02 

(X) 


CO, 


H»0 
(X) 




3000 


4100 


3300 


0.5 


14.4 


3 





[0062]lt turns out that the catalyst of Examples 1-4 excels drawing 2 in the purification 
activity after durability compared with the comparative examples 1-2, and since each 
composition ratio of a carrier ingredient is the same, it is clear that this reason's it is 
because the grain growth of the precious metals was controlled by forming an enveloping 
layer. 

[0063]Especially Examples 1-2 have the purification activity higher than comparison of 
examples after durability, the quantity of the nuclide of a precious-metals support multiple 
oxide exceeds 30% of the weight of the whole, and it is clear that its it is also desirable that 
it is less than 90 % of the weight. 

[0064](Example 5) 75 g of Ce0 2 -Zr0 2 solid solution powder (mole-ratio Ce:Zr=4:6) 
manufactured by the coprecipitation method was impregnated with the specified quantity of 
the dinitrodiammine platinum solution of prescribed concentration, it evaporated to dryness, 
and Pt was supported. Holding amount of Pt It is 1.5g. In this way, Pt/CeC» 2 -Zr0 2 powder 

was prepared. 

[0065]On the other hand, the above-mentioned Pt/Ce0 2 -Zr0 2 powder 75g was thrown in 

and agitated in oxyzirconium nitrate solution, and the suspension was added in the 
ammonia solution. It agitates in this state for 5 hours, vacuum drying is carried out by a 
rotating evaporator after that, and it is a pan. It calcinated at 500 ** for 2 hours. Pt/Ce0 2 ~ 
Zr0 2 was made into the nuclide by this and the powder in which 75g of enveloping layers 
which become the nuclide from Zr0 2 were formed in total was obtained. And this powder 

75g was impregnated with the specified quantity of the nitric acid rhodium solution of 
prescribed concentration, it evaporated to dryness, and Rh was supported. Holding amount 
of Rh It is 0.3g. 

[0066]The obtained catalyst powder was slurred, the wet coat was carried out to the 
honeycomb substrate with a capacity of 35 cc with the conventional method, the coated 
layer was formed, and it was considered as the monolithic catalyst. 6g of coated layers 
were formed. 

[0067](Comparative example 3) The Zr0 2 powder 75g prepared by calcinating the 

precipitate obtained by mixing an ammonia solution in oxyzirconium nitrate solution was 
impregnated with the specified quantity of the nitric acid rhodium solution of prescribed 
concentration, it evaporated to dryness to it, Rh was supported to it, and Rh/Zr0 2 powder 

was prepared to it. 

[0068]And the Pt/Ce0 2 -Zr0 2 powder prepared in Example 5 and Rh/Zr0 2 powder were 
mixed to 1 :1 by the weight ratio, and it was considered as catalyst powder, and was 
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considered as the monolithic catalyst like Example 5. 

[0069]<An examination and evaluation> An endurance test device is filled up with the 
acquired monolithic catalyst, respectively, The durability test which heats the oxidizing 
atmosphere which contains 0 2 5% further under N 2 gas atmosphere containing 10% of 
H 2 0, and the reducing atmosphere which contains CO 2% at 1000 ** for 5 hours under the 
atmosphere repeated for 1 minute at a time by turns was done. 
[0070]And about each monolithic catalyst after a durability test, the model gas of the 
SUTOIKI atmosphere shown in Table 1 is used, It enters on condition of gas mass flow 20 
L/min, and is gas temperature. From 100 ** Temperature up was carried out to 500 **, the 
purifying rate of HC, CO, and NO x was measured, and purification temperature was 
searched for each 50%. Each result is shown in drawing 3 . 

[0071]lt turns out that the catalyst of Example 5 excels drawing 3 in the purification activity 
after durability compared with the comparative example 3, and since each composition ratio 
of a carrier ingredient is the same, it is clear by forming an enveloping layer that this 
reason's it is because the grain growth of Pt was controlled. 
[0072] 

[Effect of the lnvention]According to the catalyst for emission gas purification of this 
invention, movement of the precious-metals particles currently supported by the nuclide can 
be controlled, and the purification activity fall after durability can be controlled. 
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JPO and INPIT are not responsible for any 
damages caused by the use of this translation. 

1. This document has been translated by computer. So the translation may not reflect the 
original precisely. 

2. **** shows the word which can not be translated. 
3. In the drawings, any words are not translated. 



[Drawing 1] 
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[Drawing 2] 
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[Drawing 3] 



(■:HC E3:CO|Z|:N0x) 




http://vsrww4.ipdl.inpit.go.jp/cgi-bin/tran_web_cgi_ejje?alAv_u=http%3A%2F%2Fwww 5/23/2008 



JP ; 2003-117393,A [DRAWINGS] 



Page 2 of 2 



[Translation done.] 



http://www4.ipdl.inpit.go .jp/cgi-bin/tran_web_cgi_ejje?atw_u=http%3A%2F%2Fwww... 5/23/2008 



09>h*h*w? (jp) 02) m 4# fF & $S < A) cn>*iiFfflw«»* 

#182003-117393 
(P2003-117393A) 
(43>&§IB ¥^15^4^220(2003.4.22) 



(51) IntCl. 7 
B 0 1 J 23/63 
B 0 1 D 53/94 
B 0 1 J 23/56 
F0 1N 3/10 


ZAB 


fi 7-?3-r(##) 

F 0 1 N 3/10 A 3 G 0 9 1 
B 0 1 J 23/56 3 01A 4D048 
ZAB 4 G 0 6 9 
BO ID 53/36 1 0 4A 

&&&& TfctS* »*^©»C6 OL (£ 7 H) 


(21)ffiK#^ 


<*H2001 -31 1576( P2001 -31 1576) 


(71)ffllPA 000003207 








(22) mem 


JpdE13¥10H 9 H (2001. 10. 9) 


sfliSB * h a 9 *r i «ss 






C72)56W* *9I 


















(74)ft3SA 100081776 






*jh as 






«*Ittatt< 



(54) [£HC9«ft] «K7*»<UfttUK 



(57) \wr\ 




Al, Zr-BiXfasfrhmiZftZ'Pti < £ *>— «©BMbttXtt 
«£BWb«J*>&tt4»«Hi, *>644Ci*^S»it 
*SfjtfxiWbfl!«»E. 

0 &*f»3jBi 1 KIBtt©SF^^^tffl««t. 
[ imm 3 ] fJIE^W* 3 6 K PrO, £StP »#>B 2 tc 

K&fftttfxMtmim. io 

•}&»). a>-?8&ettH»ttRh*tIJ$ 1/ fcZrQ, 
jRH l {tlEttoSFtf^bfflMJS. 

[9HB©KIKt|fti|g] 
[0 00 1 ] 

imAvm-r ?>&.ffi &m) e«i^©i>y> 20 

[0 002 ] 

L/T> CQK.O*HC©$Kb£NQ, ©J»7c£ ^ISlBftC^TgE 
&=7cMJS£l<-a* < 3-f-(J7-f K«c£**>6&£If 
©n-HiK:6# (Pt) , py^A (Rh) ft£'©^JS 
[0 003 ] £ C5Tifi*f , Sf**^^bffl«ME©l9fli» 

5«£K©ttfiSfiH: J: -3-CJ!MS!BStt^*Ji*iI>-r4fc8b» 

[ 0 0 0 4 ] -eCT. tfljU#8g8 5 P4-122441-^&$a{C 
«. f ftijl!il?nfc7Jl' 5 il>tft^I5:}S}l3 40 

©SB6#ffiK:J:ft«\ r;i/5^iiK{cj»*!«iis*iT«,»* 
*irt>ii&*fl^H&^iifTtf-J\ jt£iK©tsuSfi£i* 

±T£C£# ! t?£&. 

[0005] ifcia^-rtt. -BMbK*©#tH**tt»W 
^*aPI©';->#H^Tr- soo-cJiLh©ii5S so 



#§3 2 0 0-3- 1 1 7 3 9 3 
2 

[0006] W*tfT>U5 **ffiKS»S*lfcPttt. iS 

iarii3R*J«??-r5#H»«:*5C>rttptok £!&•?. ftfB 
sweet 19 teifc • n-2>„ *©fc«>H**a*i 

S £ Pttc«LfiSS*5i D^®« ©<£Tfc J: 9 MiSISHifea**: 
[0 00 7 ] €-C-C*ESffiSSA«. #gl^8-338897^ 

shsw tc r 8oo-c « ±-cjiwaar * sat^a^Jisii o 
rt>£. d©M31^aocJ;nti. ^?L3CJ§f*a^*LT 
m*«RW-r*ft:8>. aitsn-c »^?L*rai 

WfisWIUfl fc»#J!©»Ki*^?Lfl3S»«: «fc ota 

[0 00 8 ] ic^-c, WBMffciricj: 
©Bt*itea***<3aBrr*fc«>> =7cM*8K*ji,»rtt 
iWfc£a7c©»^bffitt*CF3cS£tti»^*«*4. 

■pa- hHK-te'jr (ceo,) Srjasflnr S C iaWr t>nt 

«CFt?ltt5**ttrt-5H«RX h l/-J?tt («T 0SC£l> 

^) *4>%. c*icc«fci9P^x*©^^iSg*s^ijiLr 
i> l tci&ffi&im *> ft s . 
C0 00 9 3 *fc. M^«i-feyri**tr=5a!*« 
W. 800'CtLh©l«ST-C^I^ *!€.£. -feUTOlfift 
JSS«:J:D. osc*i{gTb-^-rti£Kt>nTt>S. 
•C-fe ';T©iteSfiJtS€:ffll*IJL.ri«0» OSC^ftftT-Sfc 

st). t'j7(ci/;i/3-r (zrq,) ^rgsja-r-s^a^ia^fe 

?ntC>4 (#raBS63-ia6741^$g> ^^^F3 -1313 
43#<2r?E) . S«$^BS63-116741^fRCCli. -feyr 

■rs. 

[0010] ^/c^l3^8 -215569^HCCB. 
A- 3 * F * 6 HH $ n/cCe- Z r«^®!< t*%Sl>4S 

{Cj:»?BI»3hA:Ce-Zr«^BMb«JB. B518«W>6IIS« 
StlfcCe-2i«^flWt*»CJt-c. Ce£Zr£*5^XB^ 

[0 0 1 l ] $e)«:^FH¥io-202io2-f-^C<:«. ai- 

Ce-Zr«^Bl^b«l*ffl(*i L/fcSf^iWtfflftB«3&J|i^ 

snti>5. c©gf*'^?#{bfflM»K:j:nif, Ai ; Q,F*g 

CCCe£zr*SiS^-tiK:iES3*art»-5fc26. Cea© osc^: 
?a*a<?l#Hl-rc£3!»St?#-5„ Ce£Zr*5 Al.Q, 

(cH*L-Cl>4©r Al,Qi©i»«lf4*J|fil±L.. tt^Mit 



[0012] LX^mW-XO- 202102^mcm7jkOn 

ttmtix&itmMmxte, at t cescfzo^js^xB^T- 
s. c<Dtc&, comtfxmtmtmu. wmMfrh 

WSS-COW^S-C. 3S3£Ofc asc**lf$-r3. 
[0013] 

tCtt^TS 6tC±^LTI,>£. ^-©/t#>!f#Bg¥8-338897 

xs>->xh, mmi&m<o - >^hmt-c soo-c^sx. 

[0014] SfcCeQ, ££tf«^Kb«JfflttK:St£JIS* 
[0015] *!6»««CO«t5<c*WtCflE*-CttSn?t 
[0016] 

[0017] Ai.a-cea -zr-affi^SHt^&T- 

«t»)&SCi:*5SfSL<. 3 e>(CPi-Q,£$ifC 
(CMS Lt^ 

[0018] *fc8ttttceft -Zrtia^HHt^flfrF-J: 0 
[0019] 3 6&C^m3:^{fc©40~8Qfi:fi%££S?>-t 
[0 02 0 ] 

Hm^mmic, Al. ZrRcXCeri>6Slfcf*iS4>&< £4> 
fi. iKK <tfe-?-©aiM©— eB*JttffllJBTa*>*i"Ct>« 

*. *4i>ttPtje^-©HH(caa»©S3WjKfiEsnri> 
s. *©fca&iea«Ftc*jt»rfeptiiiT-*j»«i-rs©36*» 



*J 3 n. petty- i'H tfJBg u r ftj&fiir 4 ©a wj 5 

ntc»s. 0fe**-ariBR3fl#J©y->#H«Tr 800 

[0021] &nwmm£ v t,t«, ai, 

ft. ZrQ,. Cea. TiQ,. Sift & ©^LKSHt^ 
Jfl(,»4C£*l-C*4ai. Ce0k-2rQtB^K<b«J*i^*> 
6£c 6&<*. XtiAi , o 3 - cea - ZrQ tt^MbUrtfrf- «fc 
10 •j<ts«*i-r4ci*sa*Lc>. cea-zrats^it-fb 

6. tt -5 Stt i f Z> C £ tc <fc 9 CeQ, © W».tt*5ft 
±1, Pt©*4JSSfi«l*«S»*<!:tl*o-rW^afel*l» OSC 
*sSIJh5. OSCfc^Sfc&tCttPtfcCeQ, £ 

[0 0 2 2 ] C©CeQ, -ZrQ^Mfb^B. WfefcX& 
SCi^KSSLO. C©I)g($B, JS^-JfC 0.3^ 
Zr/ (Ce+Zr) g 0.4<Zr/ 

(Ce+Zr) S 0.6©«SH***3riC#*Ut». Zr©SW**» 

20 3pe*x£(TK:$S£. H*ME©ft»*-czrt>RHS*» 
5S-r*fPJ8**if*tK M3R©lftttKJ:D»5flUS©2:^ 
gfcltdSTSC £**B»£fc*fc«>. BW^BWr** 
<ao 0SOWSTT*. 

[0 02 3] Sft Al.ft-Cea-Zrtia^KftBJ-CB. 
Al,ftl*3«:Ce4Zr*Ji»»jR«:E«SnTt»*fca>. CeQ 

© osc*JSj^S< 31* BUT -&^rce£zr 
# Ai,0i«:H*Lr«.>s©-c Ai,a©Hffiltt0sffl±u 
«#iWbW£f*©wj*i£#iaj±T*. ifc#^t. pt© 

30 -5. 

[0 0 2 4 ] ZVX A-\ l 0 3 -CeO i -ZrO,m-£W4tV)X' 
«, Al i CeSCXZr^M-T-Xt*^ U^^ftej— Ktg-g- 3 

$lx, gmistc csz*mm-?z>. 
[ o o 2 5 ] &iimmtmi?- «t o * ssm*. s ^ 

Pra £-e/v/d A1 2 ft - CeQ, - ZrQ, - Pra SaM^b^S^f 

SEU cntCj;-,ri«gB#©Cdl^i'^U©^ft*WJ 

[ 0 0 2 6 ] Al, a - CeQ, - Zra - PrQ, ft^^b^B. 
^JT< i<>cea-Zr0k@»(*«:^-Ct»-5Ci**a* 0 

t». cBa-zrf4H«i***ttciKj:»). m^mim<D 

ffi»Bt**Otc< < ft4fc»i«fi©BlYt#Hatc*jW4 
8^tt*«-ilSl±t4. C©Ce0,-ZrO ! @?gf*tt. JH^F- 
50 J±-C 0.3^ Zr/ (Ce+Zr) =S 0.8©®HA 5 Sf S L/ < . 0. 



4gZr/ (Ce+Zr) ^ 0.6©SeB##K*?£ LA». Zr© 
^r^SOtJl^trFfrtfr -5, £ . @?g{#©*S.i|tf>TZi-© 

&Dosc*ifiT-r*. 

[0 0 2 7 } A"lj (i — CeQi — ZrQ; — PrQ, SpMftft©^ 
H*Ifi£tt. JgmtCCe/Zr= 3 / 1 ~ 1 /3 . Al/ <Ce 
+ Zr) =2-10. Ce/Pr= 3/ 1 -20/1 ©SgH&C&.2> 

[0 0 28] ^CD^JS - fifcltiffittCe© 3 ffi £ 4 ffi©ffi 
^{btCi STfctf). Ce/ZrA* 1 / 3 «t *) /hS t> i Ce©*& 

fe*D*>-Tt». SfcCe/Zr*S3/lcfc"3A#<^5t. 
ZrtC «fc 4 Ce©$3£{fcflPffla**S O T » &&© OSC©<£T 

[0 0 29 ] Al/ (Ce+Zr) # 2 «fc »J /Jn£ Al©lfe 
MS^JE-r S fc&W:J»Jg©J±*lffifli©5ifi5 £ * 
0. HJ#3*ifc4>0:< ifcPt©tiuatfiKJ:SrStt©fiT 
*5*#<ft£. g/cA1/ (Ce+Zr) #10£fi;L-3£. Ce 

[0 0 3 0 ] ^LTCe/Pr#3 J: «Vh!*<,:>£Ce©l&*tM 
sq^fi-i- * /cat) csc©l6***i*JB 20J; 9 < ft 

[0 0 3 1 ] Al,ft -Ce& -Zra-Pra«£&fbW*, 

c lo„ -^*4-?©&S{*ssfflf *n«*5B 

£»Sl,C>#. — 100A«T\ *o BETtb^ 
SA* lOOA^e^., A>o BETtbaMa^30m' /gr*j® 
fi*«*L<6^T 05C©»*J*#<£T-r4. -e©?c©. 

[0 03 2 ] AI.G-Ceft-Zrfl-PrQa^HfbSHi, 

i^to sorc^rtt*HlT4C£fc»*iA». c^tCcfc 

9 W&«© OSC©f£T£-JIIfP3HJT4 C £ #T?* S. JR 
«ra©»S[©TIH* 500°CtS*fc©«, 

«. BXf*©fe H a B^fi^cfc4osc©<ST?:W^J-r4^ 

a«4>&<. 4oo*ogarc*iiBj»Kia«:fi^rji* 

H-J-4*>6t?*4. — ^> ^MS©SS©±KB«1200'C 
T*5CiiW*H>. l200"C£e*££m/&5* 5 ^l, 

[0 0 3 3] AljQ — CeQ; -ZrQ, - PrO, ^®Kb$9K: 
tt. $ etc La. Ba. Fe&£'©:£JI£SsJraX««-£{bSl/ 

AljOj — CeQ — ZrQj — PrO, ffi^&ffcBJKSSfln 
g^LT 4>J:(,>U ^jgibTAI^-CeCi-ZrQ.-PrO 



.a-^iWb'ftoisisi^tcasjp L-c«#iMt«©-BS#£ 

[ 0 0 3 4 ] Al 2 Q, - CeQ, - ZrA - Pra jg-^fb^W:. 
fKOO. T^=i + -> Ka*4^ttSi*ar»ST4C 

saw* c frocea -zraH»tt*stf«£ 

[0 0 3 5 ] + > Fffi-Ctt. 0J*.Ka1. Ce, ZrR 

io iytpr©^-c©^jJ5r;U3*^F*il^o. 

St^c itcio Ai 2 a -cea -zra -Praft-^M-fb® 

*IHS8-r-5t:<L*i-egt5. gfcAl, Ce. Zr£.f>*Pr©:£S|5 
[00 3 6] C©iS7^3t->l-'tl/tB, A h + -> 

-c*4TJi-=j-;ucc^-r4Sft?S* s *t^©A 3 »S L/ 

20 t,>. «tt-C*57A3-JHcHOrfefiS©fc© 
[00 3 7] S/cftttffi-C«. mtfAl, Ce, ZrSO'Pr 

CitCj:'? Al.ft-Ceft-ZrOh-Prftlt^iWkW'feilH 
t^CiAi-C^S. S/cAl, Ce, ZrR?>'Pr©^5?r*?if 

30 [0038] ±.imtticm&2tiz>n3mte. 'j>tt< t 

fePt«r*»«J:<. Rh. Pd, Irtti*©itS)B*Pti*CC 

■S. PtiRh*it{CjH}t-r4©AsiftcWSL-t,^ C©d;-5 
CC-rn«, PtiRh©— gPH^Ci^TPKDfifiSS^rS 

o.i~20SS^©®Hi-T^ C 

[0 0 3 9 ] 4>&< i fcPt*«E(*tCfflJSTSectt. e»# 

[004 0 ] Al, ZrBLUCd)^ 6 jM Wfft *fi>^C 

< ife— «©Bl{fc!»Xl*a^^b!W*>6»liSSn4. A 

WLiiliaLTtil*. Htj^b/cafiilHj^KlCeQ, 
-Zp0ka^«<t«!*4l>B ALQ-Geft-ZrQa^BMb 
S*>e»MT4Ci^l/C^ Sfc|H)1i©SlfiCCj: 
0. Al.Q, -CeOb-ZrQlfi^^t^lfCBPrOi^SetCS 

50 [004 1 ] ffiSUBfCM:. ft#ssa^l-4ciit?t 



(5) 



7 



04itfttM*zrCk*»6JBjaufc»£K:H:. tiM 

SfctcGLtrS. £/cRh«ZrOite@?gbftl>©"C. ffitt 

too42] *&w<Dm#xmmf&M-ci*. m.wifi± 

t*©40~8CflHt96*d58{>. MfI/ftt^f*©20-60S«% 

s i teSJf < ft o -r i=?T&f*&cfB# s a pt© 

iStt*HST-TSi*^6*i. *fc#tt#£flc©8a«»9« 10 
<8ufcS-r*£**.6*i. ift^«©SKbr£1* 

[0043] aawsjgjsfi-rstctt. voi^uftxait 
^ftrif KD&mg bi». cntctois)— ttmmmzm 

[0 044] ±si>yt**?B©»^}^tffl««««. K 
4Ci36ir*S. *©JBtttt. ^1/5 20 

tt^*;l>ft<b**>^j£;*tt/c^x#ASttK: t >J>ft< t 

fe pt*sa# bfcsn* i Man i «t <o ft z&*<Dmi&-c 

[0 045] 

[0 04 6] (lafeWl) *T. *K^f5E*©* + ^«i 
M^;U3i'5A<bBf3E«©«»^i2*i ? A%»)!gO. 30 

jaw¥Lft*ie.8ox;«:/inJi!iofc. -ec^BFf^s©T;u5^ 

10Jt-dWt*tlW. a-jntycSiM-fe 
y5A*»l»br*5l>A:«f«©3r5e«*asttlb. 80"CX> 
48B#|I98W$£iKWfc. 

[0 047] »6tl*:*/**B-*y--x/'CjJ<U-jr"C 

ft, 50O'C-C2l£H?a&J&l/T A1 2 Q -CeQ, -Zrti -Pra 

[0 04 8 ] C© -Ceft -ZrQ, -PrOiS^Mft^ 40 

»5|5©A1. Ce, ZrSa*Pr©ffl^ti:», JJSmtTAl : Ge : 
Zr: Pr=4 : 1 : 1 : 0.rC*9. ?©fMiii3(i 

[0 049 ] Coa^SKtifttt* ux>* (eBWStK©^ 

- nayr > 5 >fi£*?§v£©j?r?ES . jka 
f£@brpt*fflj$bfc. pt©fflj#»i l.sgT-ab^ £ 

ztmuit. mtDimmtt o.3gX'&z. cutM 

[ 0 0 5 0 ] &tC. 85*CJgij£T©^g* 1 "J f h ^ 50 



2003-1 17393 

8 

34g£AtiT«ffU -tC'siiBOJHfeJaaSffl^Btffc 

«j»5fiioos£SL\bfc. tawr7;U5^-t9lg«:£ur 

©TJUS-^A F 'HV7'0*-+->F 240g&&AU 
3 6 (Cfglft 7 ccfcAiifcfS. -fe y 7i!ufg{* t. LTCM 
■b'J ^A55gr*x^u>yyn-;u i20ccfc^ft?L>fc?g 

[0 05 1 ] C©tt«8T5l^iaijK*?L. *©ffea-* U 
-i^*U-*--C*£|£«b. 3«=>&C 500°C-C2B#r B 1 

&U *©&*£ Al.ft-Ceft-ZrOklft^Bt^bBjJ&s^ft 

yt. 

[0 05 2 ] C©ftHAttt*tt. «^KftK®H*ia 1 tc 
SVTJrMC, Al.a-Cea-ZrQ.-PrQ.ffi^^b^ST- 

<fc o ft se#iotc ptu#ffli#3 ft sjttatft^- i t . 

ttHSBK^- 1 ©SiffittSa b Al 2 0, - CeQ, - ZrQ «^«Yk 

[0 05 3 ] C 5 LT»6ftfcM8»**5££rii£JBL 
fc«. 0.5- l.SimtGBHfcLT'Cb* I MM*? tit 

[0054] ( mmm 2 > mm 1 x-mm ?tifcs^i 

ffi**£BMt*I»** 140b«(,». tSfflW*^H-T60« 
J§&i£ bfc C tfii^-ttjafeW 1 £ H«{C bTtti««9**rSia 

[0055] {mm 3 ) fmm 1 -csjs 3 nfc«^s 

JftSbfcC ifctfl-ttlSHiW 1 tBI«K:L"Ctti«»5|5*H 
S?b, ra«K^«U» F«t^ibfc„ 

[0056] mmm 4 > 1 -cvm $ n/t«^« 
fsm utc c tmmtmm^i 1 1 mm^c uxt&jmm&m 
[0057] amm 1 ) mmm 1 x-mm s tittm&m 

itfflffi^ 200g{C>P)-b'r > Pt 1.5giRh 0.3g£t§f3Fb 

tec tummmm 1 tmmicLxm;gmmt$m<&wn\: 

b. c©M^5S^UTX^J 1 tm 
[0058] (tb©^2 ) 1 TBWtS tifcflKfeflS 

iDog*s^brMifiH»*4b. c©Mi« 

[0 05 9 ] <KK-ffffi>»6tifc'<b» hMffi^S 
AK8^gfc-5-n^n?t«b. 10%© KO^r^tfN,*'^ 

&XTioo'cx5mmmmT2>ffii\i£mzif->tc. 
[006O]*- bTftAK^©-en-en©^b » hg* 



#112 00 3- 1 1 7 3 9 3 



[0 06 1 ] 



C.H. 
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HO 
(PP-) 


O2 
(X) 


CO, 
(X) 


H«0 
(X) 






4100 


3300 


0.5 


H.4 


3 





[oo62]02±o. mmm 1 ~4 ©«a«ttJte0i 1 

~2 KJt-s-cW^a©»{tfiStt«:«nri»s c i3Wto3&> 
[0 063] S/cMWJi' 5 L©Jt««fc K> . HiS^ 1 ~ 

2 36s«KB^a©^bffitt36i*<. st£»HU#»&BHt 
^©Kft©*«. ^#©3oa»%5rax.9osa%*^-c 

*4Ci*«a*L^CifclB6*»-C*4. 20 

[0 064] (HJKM5) «aas«:j:o«astifccaa 

-ZrObH*flc«95R (*JbJ:bCe: Zr= 4 : 6 ) 75gtC0f3E 
?SS©^- FP^7>5> B&*?giR©i?r£Ke£«3 

■a. 3WMga^"CPc*ffli*i/fc. pt©sjtaw l.sg-c 

[0 065] — **^ifi||i?JU3- I 5«t.*«««:± 

$ 6ft S00*CT?2a$F^j^JSLfc. -tftfcj: 9 Pt/CeOj - 30 
Zrtk U *©1£f*&£Zrua>6&£te?aJI*^fi- 

sS^eHL--rRh*fi^U7c. Rh©fiJ*Btt 0.3gT* 
4. 

[0 06 6 ] f?.nfc»^^7'J- ffcO. S^35 
[0 067] Ctt©Fd3) *+i^iBKy;l/3-^A7k**40 



i x-mm 3 nrc zro, ^*75 & &c . m^m&coimv *? •? 

A*iS«©i?T»S:£*3-l* 3£#BteBt,TRh*tBJ$l, 

[006 8] *LT^fl5rW«3ftfcPt/CeQ-Zr 
Rh/ZrOkf&5fc£*SBJttM : 1 CCfi»LT 

ft. 

[0 06 9] <KM- SfflMSfcttfc^y^ttatfcffi 
Ais^stc-en-en^L/. io%© uo&stmtf* 

tcr iooo*cr 5 D$F B ijja^-r SiBAKlft*ff o fc. 

[0 0 7 0]* LXMXi£M&CD J ttl^tl<D*:S 'J xM 
^{COC^-C, SI HCtkLTcX f- ^ +#B^©*f r Jl'*'^. 
fcffll*. #*XjjfES20L/m-in ©^ftfAO^^i&g* 1 

oo'c*i<=> soo'ctc^is^-tf-rHc. QQ&o'Na (Drntm* 

[ 0 0 7 1 ] b 3 j; k> mm 5 (D%mmmm3 tctf< 
xmMkv>mtwmimi-c c t o . 
»©»fiSJtia:i,»rh*>ra— -c**©-c v ccdisws 
s c t cc «t r . wot&jsMwwiw s n/c/c 

[0072] 

[$69l©a&*] *«98©SF^^tffl«««:J:htt. ^ 
[Hffi©lB#ttl&9n 

[01] *«W©-|!S»«^Hii!3nfcj)!BK»^©«SC 

[S3 ] iittwscxJtt8«©»»©w^a©5o«ifKba 

1 : fm%L* 2 : MSM 10 : l 
1: Pt 



[HI ] 




(7) 



#gfl 2003-1 17393 



[12] [03] 




F 3G091 M02 AB01 AB03 BA07 BA08 

BA14 BA15 BA39 GB01W 
GB04W GB05W GB10W 
4D048 AA06 AA13 AA18 AB01 AB02 
BA03X BA08X BA18X BA19X 
BA3QX BA33X BA41X BB01 
BC07 

4G069 AA03 M08 AAU BA01A 

BA01B BA05A BA05B BB04A 
BB04B BB06A BB06B BC43A 
BC43B BC44A BC44B BC71A 
BC71B BG75A BC75B CA03 
CA07 CA08 CA09 D406 EA02Y 
EE01 EE06 FA02 FB09 FB14 



